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We examined the effects of different ethanol and iso-butanol blends on the gaseous and particulate
emissions from two passenger cars equipped with spark ignition direct injection engines and with one
spray-guided and one wall-guided conﬁguration. Both vehicles were tested over triplicate FTP (Federal
Test Procedure) and UC (Uniﬁed Cycles) using a chassis dynamometer. Emissions of THC (total hydro-
carbons), NMHC (non-methane hydrocarbons), and CO (carbon monoxide) reduced with increasing
oxygen content in the blend for some of the vehicle/fuel combinations, whereas NOx (nitrogen oxide)
emissions did not show strong fuel effects. Formaldehyde and acetaldehyde were the main carbonyls in
the exhaust, with the higher ethanol blends showing higher acetaldehyde emissions during the cold-
start. For butyraldehyde emissions, both vehicles showed some increases with different butanol
blends when compared to ethanol blends, but not for all cases. The higher ethanol and butanol blends
showed reductions in PM (particulate mass), number, and soot mass emissions. Particulate emissions
were signiﬁcantly affected by the fuel injection design, with the wall-guided vehicle producing higher
mass and number emissions compared to the spray-guided vehicle. Particle size was inﬂuenced by
ethanol and iso-butanol content, with higher alcohol blends showing lower accumulation mode particles
than the baseline fuel.
© 2015 Elsevier Ltd. All rights reserved.1. Introduction
The proportion of gasoline vehicles operating with SI (spark
ignition) DI (direct injection) fueling systems is steadily increasing
in both the European and the U.S. (United States) markets. In the
U.S. alone, the widespread penetration of gasoline vehicles with DI
engines has increased from 4% in 2009 to 38% in 2014 [1]. The
penetration of SIDI vehicles is due to their improved fuel economy
over conventional throttled SI PFI (port fuel injection) engines, asurns College of Engineering,
(CE-CERT), 1084 Columbia
9; fax: þ1 9517815790.
kis).direct injection increases thermodynamic efﬁciency and improves
fueling control, and ultimately leads to CO2(carbon dioxide) re-
ductions [2].
The vast majority of SIDI engines employ wall-guided designs in
which the fuel spray is directed from a side-mounted fuel injector
towards a contoured piston and then upward toward the spark plug
[3]. While wall-guided SIDI (WG-SIDI) engines offer advantages
over their PFI counterparts, there can be issues relating to fuel
preparation. Fuel contact with the cylinder wall surfaces during
combustion leads to the formation of soot or other semi-volatile
compounds, because the wall quenches the ﬂame and prevents
complete combustion of the fuel [4]. In addition to soot formation,
an increase in THC (total hydrocarbon) emissions is expected due to
incomplete evaporation and mixing with air and adsorption and
G. Karavalakis et al. / Energy 82 (2015) 168e179 169subsequent desorption of the fuel that, after being trapped in the
piston top land crevice, is dissolved in lubricant oil, which can lead
to dilution of the lubricant oil and loss of its lubricant properties
[2e4].
Currently, stoichiometric homogeneous WG-SIDI engines are
the dominant share of SIDI vehicles penetrating the market.
Alternative designs to WG-SIDI engines use either homogeneous or
stratiﬁed-charge SG (spray-guided) SIDI engines [5]. While SG-SIDI
engines can be operated in a homogeneous charge mode only, the
greatest fuel economy beneﬁt is achieved with unthrottled lean
stratiﬁed operation [6]. Advanced SG-SIDI engines are mostly
available in Europe, but not in the U.S. because their lean operation
requires nitrogen oxides (NOx) emissions control [7]. For the SG-
SIDI conﬁguration, the fuel injector and spark plug electrodes are
close-spaced in the center of the chamber. The fuel injector con-
ﬁnes the fuel spray such that it does not contact the cylinder walls,
thus reducing the incidence of fuel wall wetting, improving mixing
and reducing soot formation [5,7,8].
While SIDI engines offer important fuel economy and CO2
reduction beneﬁts compared to their PFI counterparts, additional
changes are ongoing in the fuel industry to further reduce green-
house gas emissions and to increase the use of renewable fuels. In
the U.S., the passage of the Energy Independence and Security Act
(EISA 2007) along with the RFS (Renewable Fuel Standard), which
was initiated in 2005 and expanded in 2007, mandates the use of 36
billion gallons of renewable fuels in the transportation fuel pool by
2022 [9]. Analogous to the U.S., the EU (European Union) also
promotes the use of renewable fuels with the implementation of
the EU Renewable Energy Directive (2009/28/EC), which sets an
objective of 10% market share of biomass fuels by 2020 [10].
Currently, ethanol produced both from corn and other cellulosic
feedstocks is considered to be themost promising biofuel in the U.S.
[11]. However, there are several drawbacks with the use of ethanol
as gasoline extender. These include ethanol's lower energy content
(26.8 MJ/kg) compared to gasoline (42.7 MJ/kg), the increase in RVP
(Reid vapor pressure), and the inability to transport it through
pipelines due to risk of water-induced phase separation [12,13].
Recently, higher alcohols, such as butanol, have been the subject
of increased interest as potential fuels in SI engines [14]. Butanol is
a higher chain alcohol with a four carbon structure that has
different isomers based on the location of the hydroxyl group (1-
butanol, n-butanol, 2-butanol, tertiary-butanol, and iso-butanol)
[15]. While n-butanol could be an attractive candidate for ethanol
replacement because it can be produced via the mature and well-
known ABE (acetoneebutanoleethanol) fermentation process, the
dramatic energy demand, high water use, and unfavorable process
economics have led research towards iso-butanol [16]. Similar to
ethanol, iso-butanol can be produced from biochemical pathways
via fermentation using biomass-derived feedstocks, including corn,
sugarcane, and cellulosic biomass [16,17]. Compared to ethanol,
butanol exhibits a higher energy density (33.1 MJ/kg), which is
close to that of gasoline. In addition, butanol has a lower latent heat
of vaporization, is less soluble in water, and less corrosive than
ethanol. Themotor octane number of butanol is lower than ethanol.
However, both butanol and ethanol improve the octane ratings of
gasoline when they are added [15,16].
The use of ethanol has been widely investigated for SI engines
and vehicles, while data on emissions from butanol blends is
relatively sparse. While most studies on the effects of ethanol on
tailpipe emissions have been focused on PFI engines and vehicles
[18,19], there are some studies available on SIDI engines/vehicles.
Storey et al. [20] analyzed the effect of E10 and E20 blends on a
2007 model year SIDI vehicle and found that NOx, CO (carbon
monoxide), formaldehyde, and benzaldehyde emissions decreased
with higher ethanol blends, while acetaldehyde emissions showedincreases. They also showed reduced PM (particulate mass) mass
and particle number emissions with ethanol blends. Maricq et al.
[21] showed small beneﬁts in PM mass and particle number
emissions as the ethanol level in gasoline increased from 0 to 20%
when they tested a SIDI turbocharged vehicle with two engine
calibrations over the FTP (Federal Test Procedure); while particle
size was unaffected by ethanol level. Chen et al. [22] investigated
the effect of ethanol blending on the characteristics of PM and
particle number emissions from an SG-SIDI engine. They found
increases in particulate emissions as the ethanol content increased.
Clairotte et al. [23] showed that a ﬂex fuel vehicle ﬁtted with a SIDI
engine reduced CO, CO2, and NOx emissions with higher ethanol
blends. However, the same study showed higher emissions of THC,
NMHC (non-methane hydrocarbons), formaldehyde, and acetal-
dehyde with increasing ethanol content. Higher THC emissions
with higher ethanol blends were also seen in other studies
employing SG-SIDI engines [24]. In addition, Graham et al. [25]
showed lower CO and NMOG (non-methane organic gases) emis-
sions from a SIDI vehicle with E10 and E20 blends relative to gas-
oline. They also showed increases in formaldehyde, 1,3-butadiene,
and benzene emissions with ethanol use.
Most chassis dynamometer studies on butanol blends have been
conducted on PFI-fueled vehicles [26,27]. Recent engine in-
vestigations on butanol blends on WG-SIDI engines have shown
that NOx, CO, and THC emissions were lower with increasing
butanol content in gasoline, while some increases were seen for
formaldehyde and acetaldehyde emissions when they utilized n-
butanol and iso-butanol as blending agents with gasoline [28]. In
another study, the same group of authors showed lower volumetric
fuel consumption and lower NOx emissions for butanol compared
to ethanol blends [29]. Finally, Karavalakis et al. [30] studied the
gaseous and particulate emission effects of different ethanol and
iso-butanol blends from a ﬂeet of PFI andWG-SIDI vehicles over the
FTP and UC (Uniﬁed Cycle). Their results did not show strong dif-
ferences between fuels for THC, CO, and NOx emissions for either of
the cycles. They showed higher PM mass, particle number, and
black carbon emissions for the DI vehicles compared to their PFI
counterparts. They also showed reductions in PM mass, particle
number, and black carbon emissions with increasing alcohol
content.
In this study, the impacts of varying ethanol and iso-butanol
blend concentrations on the tailpipe emissions from two passen-
ger cars equipped with SG-SIDI and WG-SIDI fueling systems,
respectively, are evaluated. Emissions and fuel economy testing
was conducted over the FTP and the UC (Uniﬁed Cycle) test cycles
that include both cold-starts and transient operation. A major goal
of this studywas to investigate the inﬂuence of fuel type and engine
technology on particle emissions, including PM mass, particle
number, soot, and particle size distributions and HAPs (hazardous
air pollutants), such as carbonyl compounds and monoaromatic
volatile organic compounds.
2. Experimental procedure
2.1. Test fuels and vehicles
Six fuels were employed in this study. The fuel test matrix
included an E10 fuel (10% ethanol and 90% gasoline), which served
as the reference fuel for this study, and two additional ethanol
blends, namely E15 and E20. Iso-butanol, which is a branched
isomer of butanol with the OH group at the terminal carbon, was
blended with gasoline at proportions of 16% (Bu16), 24% (Bu24),
and 32% (Bu32) by volume, which is the equivalent of E10, E15, and
E20, respectively, based on the oxygen content. All fuels were
custom blended to match the oxygen contents, maintain the RVP
G. Karavalakis et al. / Energy 82 (2015) 168e179170within certain limits (6.4e7.2 psi), and match the fuel volatility
properties. The main fuel parameters of the alcohol blends can be
found elsewhere [30].
This study utilized two 2012 model year gasoline passenger cars
ﬁtted with three-way catalysts (TWC) and operated stoichiomet-
rically. The ﬁrst vehicle (WG-SIDI) was a 2.0L, California LEVII,
SULEV certiﬁed passenger car, having a rated horsepower of 148 hp
at 6500 rpm, and equipped with a wall-guided direct injection SI
engine. The second vehicle (SG-SIDI) was a 3.5L, California LEVII,
SULEV certiﬁed passenger car, having a rated horsepower of 302 hp
at 6500 rpm, and equipped with a spray-guided direct injection SI
engine. The cars had accumulated mileages of 18,851 and 10,996
miles, respectively, at the beginning of the test campaign.
2.2. Driving cycles and measurement protocol
Each vehicle was tested on each fuel over three FTPs and three
UC tests. The six tests on a particular fuel were conducted
sequentially once the vehicle was changed to operate on that fuel,
and the fuel was not changed to another fuel during this time. A fuel
change with multiple drain and ﬁlls was conducted between the
testing on each fuel to condition the vehicle and ensure no carry-
over effects. A schematic on the fuel preconditioning procedure is
given in Figure S1 (Supplementary Material). Detailed information
on the driving cycles employed in this study and the testing pro-
tocol can be found elsewhere [31].
2.3. Emission testing and analysis
All tests were conducted in CE-CERT's VERL (Vehicle Emissions
Research Laboratory), which is equipped with a Burke E. Porter 48-
inch single-roll electric dynamometer. A Pierburg PDP-CVS (Posi-
tive Displacement Pump-Constant Volume Sampling) system was
used to obtain certiﬁcation-quality emissions measurements. For
all tests, standard bag measurements were obtained for THC, CO,
NOx, NMHC, and CO2. NMHC was determined from the combined
results from the THC analyzer and a separate CH4 (methane)
analyzer. Bag measurements were made with a Pierburg AMA-
4000 bench.
Samples for carbonyl analysis were collected on 2,4-
dinitrophenylhydrazine (DNPH) coated silica cartridges (Waters
Corp., Milford, MA) and subsequently analyzed using an Agilent
1200 series HPLC (high performance liquid chromatography)
equipped with a variable wavelength detector. Samples for 1,3-
butadiene, benzene, toluene, ethylbenzene, and xylenes were
collected using Carbotrap adsorption tubes consisting of multi-
beds, including a molecular sieve, activated charcoal, and carbo-
trap resin. An Agilent 6890 GC with a FID maintained at 300 C was
used to measure the volatile organic compounds. Detailed infor-
mation on the method used to collect and analyze the carbonyl
compounds and 1,3-butadiene, benzene, toluene, ethylbenzene,
and xylene compounds can be found elsewhere [18].
PM measurements were made on both a mass and number
basis. PMmass samples were collected cumulatively over the entire
length of the FTP and UC cycles, with one sample collected for each
test. Total PM mass samples were collected using 47 mm Teﬂon®
ﬁlters and weighed with a 1065-compliant microbalance in a
temperature and humidity controlled clean chamber. Total particle
number was measured using a TSI 3776 ultraﬁne-CPC (Condensa-
tion Particle Counter) with a 2.5 nm cut point. An ejector diluter
was used to collect samples from the CVS tunnel. Real-time particle
size distributions were also obtained for some fuel blends using an
EEPS (Engine Exhaust Particle Sizer) spectrometer (TSI 3090,
ﬁrmware version 8.0.0). The EEPS was used to obtain real-time
second-by-second size distributions between 5.6 and 560 nm.Real-time soot emissions were measured using an AVLMSS (Micro-
Soot Sensor).
2.4. Statistical analysis
The statistical program Systat 13 was used to analyze the data
for statistically signiﬁcant fuel effects. Statistical analyses were run
on the combined data sets from both vehicles. A natural logarithmic
transformation of the data was employed to make the distribution
of the residuals normal. A mixed model with fuels as the ﬁxed
factor and vehicles as the random factor was employed. This model
uses the REML (Residual or Restricted Maximum Likelihood)
method to determine if there are statistically signiﬁcant fuel effects
for a given emission in at least one of the fuel groups. Because there
are six fuels it is necessary to perform a pairwise comparison test to
determine which fuels have statistically signiﬁcant emission dif-
ferences. The program provides six pairwise tests and recommends
the Bonferroni test for small datasets. The Bonferroni pairwise
comparison test with a conﬁdence level of 95% was used to identify
which fuels had statistically different emissions. The program
provides the actual p value (a value between 0 and 1, where 0.05 is
the 95% conﬁdence level that the emissions are statistically
different) for each fuel versus each other fuel. In this study, any
differences which have a % conﬁdence level of 95% are considered
statistically signiﬁcant and any differences with % conﬁdence levels
between 90% and <95% are considered marginally statistically
signiﬁcant.
3. Results and discussion
The weighted FTP and UC emissions and fuel economy results
for the testing of two vehicles are presented in the following ﬁg-
ures. The results for each vehicle/fuel combination represent the
average of all test runs on that particular combination. The error
bars represent one standard deviation on the average values for
each fuel.
3.1. Regulated emissions and fuel economy
The THC emission results for the SG-SIDI and the WG-SIDI ve-
hicles over the FTP and UC test cycles are presented in Fig. 1a.
Overall, THC emissions were found to be at relatively low levels for
both vehicles, ranging from 0.008 to 0.016 g/mile for the FTP and
0.008 to 0.022 g/mile for the UC. Generally, the higher ethanol
blends exhibited lower THC emissions for the SG-SIDI vehicle,
while no strong fuel trends were observed for the butanol blends
for the SG-SIDI vehicle or for the WG-SIDI vehicle. The decreases in
THC emissions are ascribed to the fuel-bound oxygen [32]. For the
FTP, THC emissions did not show any statistically signiﬁcant dif-
ferences for the weighted, hot-running, and hot-start phases of the
cycle. For the cold-start phase of the FTP, THC emissions showed a
marginally statistically signiﬁcant reduction of 31% for E20
compared to Bu24. Similar to the FTP, the THC emissions did not
show any statistically signiﬁcant differences for the UC with the
exception of cold-start emissions. For the cold-start phase, THC
emissions showed a statistically signiﬁcant reduction of 40% for E20
compared to Bu24.
The majority of THC emissions were emitted during the ﬁrst
200e300 s of the cold-start phase of the FTP and UC. For the FTP,
the average cold-start THC emissions ranged from 0.033 to 0.055 g/
mile for the SG-SIDI vehicle and 0.029 to 0.040 g/mile for the WG-
SIDI vehicle. For the UC, the average cold-start THC emissions
ranged from 0.100 to 0.162 g/mile for the SG-SIDI vehicle and 0.082
to 0.122 g/mile for the WG-SIDI vehicle. The higher cold-start THC
emissions are due to the TWC being below its light-off operating
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Fig. 1. (aed): THC (top panel, a), NMHC (top panel, b), CO2 (bottom panel, c) emissions, and fuel economy (bottom panel, d) for the SG-SIDI and WG-SIDI vehicles over the FTP and
UC cycles as a function of fuel type.
G. Karavalakis et al. / Energy 82 (2015) 168e179 171temperature. THC emissions for the hot-running and hot-start
phases were practically eliminated due to the efﬁcient oxidation
of hydrocarbons by the TWC. Fuel impingement effects can also
signiﬁcantly inﬂuence THC emissions in SIDI engines [3], especially
during cold-start conditions, where THC emissions could be a result
of unburned fuel fractions. It is assumed that increased cylinder
surface temperatures also contribute to lower THC emissions dur-
ing the hot-running and hot-start phases by aiding better fuel
vaporization and minimizing pool ﬁres.
The weighted NMHC emissions, presented in Fig. 1b, did not
show any statistically signiﬁcant differences between the fuels for
the two vehicles combined. NMHC emissions for the cold-start
showed statistically signiﬁcant reductions of 35% and 42% for E20
compared to Bu24 for the FTP and UC, respectively. For the FTP,
NMHC emissions for the hot-running phase both increased and
decreased at a marginally statistically signiﬁcant level for E10
compared to E20 and E20 compared to Bu24, respectively.Fig. 1c shows the effect of alcohol fuel formulation on the CO2
emissions over the FTP and UC for both vehicles. From a theoretical
standpoint, it might be expected that CO2 emissions would trend
with the carbon/hydrogen ratio in the fuel. Carbon/hydrogen ratio
decreases in the following order E10/Bu16, E15/Bu24, and E20/
Bu32. Although some differences are seen between different fuels
for different vehicles/cycles, there is not a general trend of CO2
increases seen with that fuel order for these two different vehicles.
For the FTP, the weighted CO2 emissions showed statistically sig-
niﬁcant reductions of 8% for E20 compared to Bu24 for both vehi-
cles. For the UC, the differences between the fuels were more
pronounced with E20 and Bu24 producing statistically signiﬁcant
increases of 4% and 3%, respectively, compared to E10 and Bu32.
Overall, Bu24 showed the highest weighted CO2 emissions, with
E15 and E20 showing statistically signiﬁcant reductions of 4% and
5%, respectively, compared to the Bu24 blend, while a marginally
statistically signiﬁcant reduction of 3% for Bu16 compared to Bu24
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Fig. 2. (aec): CH4 (a), CO (b), and NOx (c) emissions for the SG-SIDI and WG-SIDI
vehicles over the FTP and UC cycles as a function of fuel type.
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statistically signiﬁcant reductions of 9% for both the FTP and the UC
with E20 compared to Bu24. For the FTP hot-running phase CO2
emissions, the lowest emissions were seen for E20, which showed
statistically signiﬁcant or marginally statistically signiﬁcant re-
ductions of 4%e6% relative to the Bu24, Bu32, and E10 blends. For
the UC hot-running CO2 emissions, Bu24 showed the highest
emissions with E10, E20, and Bu16 showing statistically signiﬁ-
cantly or marginally statistically signiﬁcant reductions of 3%e5%
compared to the Bu24 blend. E20 also showed a decrease of 4%
compared to E10 at a statistically signiﬁcant level. During the hot-
start for the FTP, CO2 emissions for E20 showed a statistically sig-
niﬁcant decrease of 10% relative to Bu24, whereas no statistical
differences were seen between the fuels for the UC.
Fuel economy for each vehicle/fuel combination is presented in
Fig. 1d. Fuel economy was calculated based on the carbon balance
method and the unique properties for each different fuel. There
were some trends of fuel economy reductions with increasing
alcohol content/energy content, but not in all cases. The butanol
fuels showed the most signiﬁcant fuel economy differences. For the
FTP, weighted fuel economy results showed statistically signiﬁcant
increases of 7% for Bu16 compared to Bu24 and Bu32, respectively.
Statistically signiﬁcant increases with Bu16 of 5% and 6% for the
hot-running phase and 9% and 8% for the hot-start phase compared
to Bu24 and Bu32, respectively, were also observed. For the UC,
weighted fuel economy showed statistically signiﬁcant increases of
5% and 4% for Bu16 relative to Bu24 and Bu32, respectively. On the
other hand, there were no statistically signiﬁcant differences be-
tween the fuel economies for the different ethanol fuels. The
ethanol fuels did show some statistically signiﬁcant differences
compared to some of the butanol fuels and generally showed
higher fuel economies than the Bu24 and Bu32 fuels.
Emissions of CH4 are a function of the type of fuel used, the design
and tuning of the engine, the type of emission control system, the age
of the vehicle, as well as other factors [33]. Generally, CH4 emissions
from gasoline are relatively small in terms of global warming poten-
tial. As shown in Fig. 2a, CH4 emissions were found at very low levels
ranging from0.0017 to 0.004g/mile for the FTPand0.0008 to 0.008g/
mile for theUC,with the SG-SIDI vehicle having higher CH4 emissions
compared to theWG-SIDIvehicleoverbothcycles.Note that if theCH4
emissions aremultiplied by CO2 equivalent global warming potential
factor 21 that CH4 emissions contributed signiﬁcantly less to the
global warming potential of the exhaust compared to CO2 emissions.
For the SG-SIDI vehicle, some trends towards lower CH4 emissions
with E15 and E20 blends relative to E10 and higher CH4 emissions
with Bu24 andBu32 relative to Bu16were seen for both cycles. On the
other hand, theWG-SIDI vehicle did not show consistent fuel trends.
In general, the precursors of CH4 formation are CH3 and C8H18, which
suggests that the addition of either ethanol or butanol to gasoline
could inhibit the path via C8H18 decomposition to produce CH4 [34].
The cold-start CH4 emissions for the FTP showed statistically signiﬁ-
cant differences between fuels, with E20, Bu16, Bu24, and Bu32
showing decreases of 48%, 65%, 49%, and 50%, respectively, compared
to E10. For the FTP, further statistically signiﬁcant increases of 49% for
E20 compared to Bu24 were seen over the hot-start phase. No sta-
tistically signiﬁcant differences between the fuels were observed for
the UC. Cold-start CH4 emissions were found to be somewhat higher
compared to hot-running and hot-start phases for both cycles. The
differences in CH4 emissions between the cold and warm phases of
the FTP and UC tests were not as pronounced as those found for THC
and NMHC. This was probably due to the fact that CH4 is a more inert
gas in terms of its oxidation activity in the TWC. So, the reductions in
CH4 emissions during the hot-running and hot-start phases due to
activation and light-off of the TWC are not as signiﬁcant as the cor-
responding reductions seen for the THC and NMHC emissions.
G. Karavalakis et al. / Energy 82 (2015) 168e179 173CO emissions are shown in Fig. 2b. CO emissions ranged from
0.134 to 0.527 g/mile for the FTP and 0.168 to 1.080 g/mile for the
UC, with the SG-SIDI vehicle producing considerably lower CO
emissions than the WG-SIDI vehicle. For the FTP, weighted CO
emissions showed statistically signiﬁcant decreases of 37%, 33%,
and 48%, respectively, for E20, Bu16, and Bu32 compared to E10.
The intermediate Bu24 blend showed emissions that were higher at
a statistically signiﬁcant level than those of E20, Bu16, and Bu32.
For the cold-start CO emissions, E10 was higher at a statistically
signiﬁcantly level on the order of 41% and 54%, respectively,
compared to E20 and Bu32, and marginally statistically signiﬁ-
cantly higher on the order of 33% compared to Bu16. Additionally,
Bu24 showed a 37% increase relative to Bu32 at a statistically sig-
niﬁcant level. For the hot-start phase of the FTP, CO emissions
showed statistically signiﬁcant increases of 44% and 46%, respec-
tively, for E10 and E15 compared to the Bu32 blend. No strong
trends between the test fuels for the weighted CO emissions were
seen for the UC. For the cold-start CO emissions, E10 showed a
marginally statistically signiﬁcant decrease of 41% and a statistically
signiﬁcant decrease of 45% compared to Bu16 and Bu24, respec-
tively. A marginally statistically signiﬁcant decrease of 39% was also
seen for E20 compared to Bu24.
There were some trends of lower CO emissions with the higher
alcohol fuel blends for both vehicles, with some exceptions. This
trend was stronger for the ethanol blends, whereas the interme-
diate Bu24 tended to show the highest emissions for the butanol
blends. Previous studies have shown reductions in CO with
increasing alcohol content due to improved oxidation of the CO as a
result of the oxygen content in the fuel [18,32,35]. It was observed
that the higher CO reductions were achieved with E20 and Bu32
blends relative to E10. While it is hypothesized that the oxygen
content was the primary contributing factor for the CO decrease, it
might be possible that the CO decreases with E20 could also be a
result of its considerably lower 50% distillation temperature (T50)
compared to the other blends. This is in agreement with a previous
study conducted by Durbin et al. [19] where they found reduced CO
emissions with lower T50 in ethanol blends. This is also in agree-
ment with the ﬁndings of the EPAct study, which showed that both
a combination of fuel-borne oxygen and lower T50 were0
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Fig. 3. Carbonyl emissions for both vehicles over the FTP cycle.responsible for lower CO emissions on a ﬂeet of PFI vehicles when
running on ethanol blends [36]. It should be emphasized that
similar to THC/NMHC emissions, CO emissions were dominated by
the cold-start portion of the FTP and UC, largely due to the catalyst
being below its light-off temperature.
NOx emissions as a function of fuel type are presented in Fig. 2c.
NOx emissions ranged from 0.006 to 0.010 g/mile for the FTP and
from 0.009 to 0.028 g/mile for the UC. The NOx emissions for the
two vehicles were comparable over the FTP, but were higher for the
SG-SIDI vehicle on ethanol blends compared to butanol blends and
compared to the WG-SIDI vehicle over the UC. Overall, NOx emis-
sions did not show any consistent fuel trends or any statistically
signiﬁcant differences between fuels for the FTP and UC. Interest-
ingly, some differences between the fuels were only observed for
the hot-start phase of both the FTP and UC. For the FTP, E10 and E15
showed statistically signiﬁcant NOx decreases of 65% and 67%,
respectively, compared to Bu32. For the UC, NOx emissions showed
statistically signiﬁcant decreases of 96% and 101%, respectively, for
E15 compared to E20 and Bu32.
3.2. Hazardous air pollutants
3.2.1. Carbonyl emissions
Carbonyl compounds are displayed in Fig. 3 for the SG-SIDI and
WG-SIDI vehicles over the FTP as a function of fuel type. Carbonyl
emissions were only measured over the FTP cycle. A total of eleven
aldehydes and ketones were identiﬁed and quantiﬁed in the tail-
pipe for both vehicles, with low molecular-weight aldehydes, such
as formaldehyde and acetaldehyde, being the most abundant
compounds followed by butyraldehyde, benzaldehyde, propio-
naldehyde, crotonaldehyde, methacrolein, and hexanaldehyde. In
general, carbonyl emissions did not show consistent trends be-
tween the fuels and vehicles over the FTP. For formaldehyde
emissions, the higher ethanol blends did not show any statistical
differences when compared to E10. Most butanol blends trended
lower than E10, although not at a statistically signiﬁcant level and
in both vehicles one of the butanol blends showed the highest
formaldehyde emissions. Previous studies have shown that alcohol
fuels are usually prone to form aldehydes, with some studies
showing that iso-butanol blends produced higher formaldehyde
emissions than ethanol blends [18,26e28,37]. For iso-butanol,
formaldehyde is produced through the oxidation of methyl radi-
cals to form CH3O and hydroxyl radicals that in turn yield formal-
dehyde. Formaldehyde is also formed by b-scission decomposition
of the C4H8OH radical [34,38].
For weighted acetaldehyde emissions, there were no strong fuel
trends, although E20 showed a marginally statistically signiﬁcant
increase of 61% compared to Bu24. For acetaldehyde emissions, the
fuel inﬂuence was more pronounced during the cold-start of the
FTP. Increases at a statistically signiﬁcant level for E20 on the order
of 154%, 187%, 228%, and 155%, respectively, were seen relative to
E10, Bu16, Bu24, and Bu32 blends. E15 also showed a statistically
signiﬁcant increase of 164% relative to Bu24 and a marginally sta-
tistically signiﬁcant increase of 131% relative to Bu16. Ethanol's
effects on acetaldehyde emissions are well understood, and the
ethanol blends results reported here, at least for the cold-start,
were as expected. Acetaldehyde is principally formed due to the
partial oxidation of ethanol, which explains the tendency for
acetaldehyde to increase with ethanol concentration [39]. The lack
of trends for acetaldehyde with ethanol content for the non-cold-
start portions of the cycle could be attributed to the high efﬁ-
ciency of the TWC once it reaches its light-off temperature. Iso-
butanol can also form acetaldehyde through the CeC bond scis-
sion reaction of iso-butanol and hydrogen atom abstraction from
iso-butanol to produce C4H8OH radical, which further undergoes b-
G. Karavalakis et al. / Energy 82 (2015) 168e179174scission [40]. This formation pathway is not as strong as that for
ethanol, however.
Butyraldehyde emissions exhibited mixed results for both ve-
hicles, with the SG-SIDI and the WG-SIDI vehicles showing in-
creases and decreases for the higher ethanol blends relative to E10,
respectively. Both vehicles showed increases in butyraldehyde
emissions with the butanol blends when compared to ethanol
blends, but not for all cases. The impact of iso-butanol blending on
butyraldehyde emissions was particularly strong with Bu32
showing statistically signiﬁcant increases of 229%, 186%, and 650%
compared to E10, E15, and E20 blends. Further statistically signiﬁ-
cant increases were observed for Bu16 (294%) and Bu24 (331%)
relative to E20. For the cold-start phase of the FTP, Bu32 showed
statistically signiﬁcant increases in butyraldehyde emissions of
492% and 553%, respectively, compared to E10 and E15 blends. A
marginally statistically signiﬁcant increase of 254% was also seen
for Bu24 relative to E15. Butyraldehyde is expected as a combustion
product from iso-butanol blends, with the results reported here
being in agreement with those reported in recent studies by Ratcliff
et al. [27] and Karavalakis et al. [30]. It was hypothesized that
butyraldehyde was produced via sequential H-atoms abstractions
from the iso-butanol hydroxyl moiety to form a C4H9O radical,
which then undergoes b-scission to yield butyraldehyde [41].
Propionaldehyde emissions showed some statistically signiﬁ-
cant increases during the cold-start phase of the FTP cycle for Bu32,
which was higher on the order of 292%, 292%, and 197%, respec-
tively, relative to E10, E15, and E20. Exhaust propionaldehyde is
primarily produced from straight-chain hydrocarbons and tends to
decrease with increasing fuel aromatics [39], although this trend
was not seen in the current study. For the butanol blends, propio-
naldehyde is mainly formed from 1-propenol via H and/or HO2
assisted enol-keto isomerization [38]. Crotonaldehyde emissions
did not show strong trends for either ethanol or butanol. The only
marginally statistically signiﬁcant difference was seen for the hot-
start phase for E10, which increased on the order of 363% relative
to Bu16. The WG-SIDI vehicle did not show any strong effects on
methacrolein emissions, while the SG-SIDI vehicle showed some0
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Fig. 4. BTEX and 1,3-butadiene emissions for the SIDI vehicles over the FTP cycle.increases for the higher butanol blends compared to E10, with
these differences not being statistically signiﬁcant for the weighted
methacrolein emissions or the individual FTP phases. Benzaldehyde
emissions, which are formed from fuel aromatic hydrocarbons [39],
also showed mixed results for all vehicle/fuel combinations, with
both increases and decreases for the higher ethanol and butanol
blends relative to E10. At ﬁrst sight, benzaldehyde emissions for the
WG-SIDI vehicle trended lower for the higher alcohol/lower aro-
matic content blends compared to E10 and Bu16, whereas for the
SG-SIDI vehicle, some higher alcohol/low aromatic content blends
led to increases in benzaldehyde emissions compared to E10 and
Bu16. A more detailed statistical analysis revealed that there were
no statistically signiﬁcant fuel effects for weighted, cold-start, and
hot-running benzaldehyde emissions over the FTP.
3.2.2. BTEX and 1,3-butadiene emissions
Fig. 4 presents the cumulative 1,3-butadiene, benzene, ethyl-
benzene, toluene, m/p-xylene, and o-xylene emissions for the WG-
SIDI and SG-SIDI vehicles over the FTP. Similar to carbonyl emis-
sions, these pollutants were measured solely for the FTP. The aro-
matic hydrocarbons of benzene, ethylbenzene, toluene,m/p-xylene,
and o-xylene are commonly referred to as BTEX. For both vehicles,
toluene was the principal monoaromatic hydrocarbon followed by
benzene and m/p-xylene. Emissions of 1,3-butadiene, which is a
classiﬁed carcinogenic compound to humans, were found at rela-
tively low levels when compared to the BTEX species. Some trends
towards lower 1,3-butadiene emissions for the higher ethanol
blends and some marginal increases for the butanol blends relative
to E10 were seen. The differences in cumulative 1,3-butadiene
emissions between the test fuels were not statistically signiﬁcant,
however. For the cold-start phase of the FTP, Bu24 showed a sta-
tistically and a marginally statistically signiﬁcant increase of 157%
and 86%, respectively, compared to the E20 and Bu16 blends. For
iso-butanol, 1,3-butadiene can be formed from reactions with
propargyl or vinyl radicals with ethane, or from the decomposition
of the fuel itself.
For benzene emissions, whose principal source is partial com-
bustion of toluene and xylene, some trends towards lower emis-
sions were seen for the higher ethanol blends and butanol blends
relative to E10. This phenomenon was more profound for the SG-
SIDI vehicle. Statistical analysis for the cycle-composite benzene
emissions showed weak fuel effects, with the only statistically
signiﬁcant difference being for Bu16, which showed a decrease of
104% compared to E10. Cumulative toluene emissions did not show
a statistically signiﬁcant fuel effect, while for the cold-start phase
Bu24 showed a marginally statistically signiﬁcant increase of 64%
compared to E20. For the hot-start phase, Bu16 showed a margin-
ally statistically signiﬁcant increase of 347% compared to Bu32.
Ethylbenzene emissions did not show a strong fuel inﬂuence, with
the only statistically signiﬁcant difference being an apparent 762%
increase for Bu16 relative to Bu24 for the hot-running phase of the
FTP. Cycle-composite m/p-xylene and o-xylene emissions were not
affected by the fuel blends. However, the cold-start phase showed
some fuel differences for m/p-xylene emissions for the butanol
blends, with Bu24 showing statistical signiﬁcant increases of 57%
and 103%, respectively, relative to Bu16 and Bu32. For the hot-
running phase and the hot-start phase, Bu16 showed marginally
statistically signiﬁcant and statistically signiﬁcant increases of 476%
and 300%, respectively, relative to Bu24. For o-xylene, Bu24 showed
a statistically signiﬁcant increase of 119% compared to Bu32 over
the cold-start phase.
3.2.3. Ozone forming potential and speciﬁc reactivity
Non-oxygenated VOCs (volatile organic compounds) and
carbonyl compounds are not only known to have direct adverse
G. Karavalakis et al. / Energy 82 (2015) 168e179 175health effects, but also affect the environment and have ozone
forming potential [42]. To assess the potential of these emissions to
produce photochemical ozone, the ozone forming potential using
the MIR (maximum incremental reactivity) scale developed by
Carter in 2010 [43] was calculated for each fuel/vehicle combina-
tion. For the present test conditions, the ozone forming potential
was calculated for the BTEX and 1,3-butadiene, carbonyl com-
pounds, CO, and CH4 emissions over the FTP cycle. As shown in
Fig. 5, the highest ozone forming potential was observed for the
WG-SIDI vehicle. This was due to the higher mass of CO emissions
and high-molecular chain carbonyls found in the tailpipe when
compared to the SG-SIDI vehicle, even though the SG-SIDI vehicle
produced higher masses of THC, C2 carbonyls (i.e., formaldehyde
and acetaldehyde), and non-oxygenated VOCs emissions.
The fuel effect in ozone forming potential was particularly
noticeable for both vehicles, with themajority of the higher ethanol
blends and different butanol blends, depending on the vehicle,
showing reductions on the ozone precursor emissions relative to
E10. It should be stressed that Bu24 and Bu32 blends were found to
bemore reactive in terms of forming ozonewhen compared to their
oxygen-equivalent E15 and E20 blends, with the exception of the
E20 and Bu32 pair for the WG-SIDI. Table S1 (Supplementary
Material) shows the ozone forming potential for the alcohol
blends for each individual phase of the FTP cycle solely based on the
carbonyl compounds. For both vehicles, the cold-start phase
showed higher ozone precursor emissions compared to the hot-
running and hot-start phases. In most cases, during cold-start
conditions, the use of higher ethanol and butanol blends exhibi-
ted higher ozone precursor emissions than E10. This result suggests
that high alcohol content blends have the potential to increase
photochemical ozone during cold-start operation and when the
catalyst is not functioning efﬁciently.
3.2.4. PM mass, soot mass, and particle number emissions
The cycle-based PM mass emissions are shown in Fig. 6a. PM
emissions for the WG-SIDI vehicle were considerably higher than
those of the SG-SIDI vehicle. For theWG-SIDI vehicle, PM emissionsFig. 5. Ozone formation potential for the ethanol and iso-butanol bleranged from 1.23 to 2.74 mg/mile for the FTP and from 0.68 to
2.53mg/mile for the UC, while for the SG-SIDI vehicle PM emissions
ranged from 0.09 to 0.38 mg/mile for the FTP and from 0.17 to
0.45 mg/mile for the UC. Lower PM emissions have been found in
previous chassis dynamometer studies utilizing SG-SIDI vehicles
compared to WG-SIDI vehicles [44,45]. This study showed that PM
emissions from SG-SIDI and WG-SIDI engines are signiﬁcantly
different. The lower PM emissions from a spray-guided system are
due to the fuel injection architecture, with an injector located close
to the spark plug thereby providing better mixture preparation and
more efﬁcient fuel evaporation, and less fuel on the ﬂoor of the
piston bowl [46]. Our results showed that both SIDI vehicles can
potentially meet the future California LEV III and Tier 3 standards
for PM mass emissions to be implemented by 2017 (3 mg/mile),
with the SG-SIDI vehicle even complying with the ultra-low PM
standard of 1 mg/mile, which is expected in 2025.
Statistical analysis of the results showed that there were no
strong fuel effects on the cycle-based PM emissions for either the
FTP or the UC. This result is probably due to the minor differences
between the fuels for the SG-SIDI vehicles for both test cycles and
somewhat opposite effects for ethanol for the two vehicles, which
ultimately inﬂuenced the ﬂeet-based statistics. It is worth
mentioning that for the SG-SIDI vehicle, a trend towards higher PM
emissions for E15 and E20 relative to E10 was seen, however.
Similar to the results reported here, Chen et al. [22] showed an
increase in PM emissions with increasing ethanol content on a SG-
SIDI engine. They attributed these phenomena to the higher
enthalpy of vaporization and lower energy density of ethanol, and
the poor spray atomization performance for the ethanol blends,
which will produce a greater mixture in-homogeneity and induce
high PM emissions. For the WG-SIDI vehicle, the use of increasing
alcohol content resulted in lower PM emissions, indicating that the
oxygen content was the primary factor for reducing PM. The lower
PM emissions with alcohol fuels in context with the inﬂuence of the
oxygen content have been discussed in previous studies [20,21,47].
Fig. 6b shows the soot mass emission results for the SG-SIDI and
WG-SIDI vehicles. Note that the MSS instrument was not availablends from the SG-SIDI and WG-SIDI vehicles over the FTP cycle.
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Fig. 6. (aec): PM mass (a), soot mass (b), and particle number (c) emissions for the SG-
SIDI and WG-SIDI vehicles over the FTP and UC cycles as a function of fuel type.
G. Karavalakis et al. / Energy 82 (2015) 168e179176for Bu32 for the WG-SIDI vehicle for both cycles and for E20 for the
SG-SIDI for the FTP. For the WG-SIDI vehicle, soot emissions agreed
well with the ﬁlter-based PM mass and particle number emissions.
For the SG-SIDI vehicle, no correlation was seen between soot andPM mass emissions, however. Overall, soot emissions decreased
with E15, E20, and Bu16 for the WG-SIDI vehicle at a statistically
signiﬁcant level compared to E10 for both cycles. The intermediate
Bu24 blend showed some statistically signiﬁcant increases in soot
emissions compared to Bu16 and also showed lower emissions
relative to E10. For the SG-SIDI vehicle, the fuel effect on soot
emissions was not consistent, except for the lower Bu32 soot
emissions over both cycles. Overall, the lower soot emissions for the
higher ethanol blends could be ascribed to the increased oxygen
content in the blends, which facilitates a more complete combus-
tion [48]. Coefﬁcients of statistical determination (R2) showed
strong correlations between soot mass emissions and PMmass and
particle number emissions for the WG-SIDI vehicle, but not for the
SG-SIDI vehicle. For the FTP, soot mass for the WG-SIDI vehicle
signiﬁcantly correlated with PM mass (R2 ¼ 0.83) and particle
number (R2 ¼ 0.81). Similarly, for the UC, soot mass highly corre-
lated with PM mass (R2 ¼ 0.90) and particle number (R2 ¼ 0.72).
Particle number emissions are presented in Fig. 6c. In general,
particle number emissions agree well with the PM mass trends,
with the WG-SIDI vehicle showing higher particle number emis-
sions compared to the SG-SIDI vehicle. Further analysis showed
that PM mass emissions were highly correlated to particle number
emissions for the WG-SIDI vehicle, but not for SG-SIDI vehicle. The
highest correlationwas observed for the UC (R2¼ 0.88), followed by
the FTP (R2 ¼ 0.78). Zhang and McMahon [45] also reported higher
particle number emissions for WG-SIDI vehicles compared to SG-
SIDI vehicles over the FTP. Note that both vehicles produced
higher particle number counts for the higher speed and load UC
compared to the FTP. The higher particle number emissions for the
WG-SIDI vehicle were likely due to the increasing wall wetting by
fuel on the piston, valve, and cylinder liner. This may result in liquid
fuel that is not totally vaporized at the start of combustion. As a
consequence, local fuel-rich combustion or even pool ﬁres can
occur near the piston, generating high particle emissions [49,50].
For the SG-SIDI vehicle, the lower particle number emissions were
most likely due to the reduced contact between fuel and combus-
tion chamber surfaces, which was achieved through the higher fuel
pressure and therefore better spray atomization and mixture
preparation.
Fuel effects were particularly noticeable for both cycles in par-
ticle number emissions, with the WG-SIDI vehicle showing stron-
ger trends than the SG-SIDI vehicle. For the WG-SIDI vehicle, the
application of higher alcohol blends led to marked reductions in
particle number emissions, which is consistent with previous
studies showing a reduced sooting tendency of alcohol fuels due to
the presence of oxygen in the fuel [20,21,30,48,51]. The reduction in
aromatics content in the fuels may also play some role in
decreasing particle number emissions with increasing alcohol
content. This is consistent with the ﬁndings of Wallner and Frazee
[28], which showed that the reduction in the availability of carbon
in ethanol combustion decreases the potential for benzene and soot
formation as the ethanol blend ratio increases. For the FTP, the
weighted particle number emissions showed statistically signiﬁ-
cant increases of 112%, 120%, and 126%, respectively, for E10, E15,
and Bu24 compared to Bu32. The Bu24 and E15 blends showed
marginally statistically signiﬁcant increases of 81% and 77%,
respectively, compared to E20. For the cold-start phase of the FTP,
particle number emissions showed statistically signiﬁcant in-
creases of 81% and 66% for Bu24 and 71% and 56% for E15 relative to
Bu32 and E20, respectively. E10 showed a marginally statistically
signiﬁcant increase of 57% compared to Bu32. For the hot-running
and hot-start phases of the FTP, the ethanol blends and most
butanol blends showed statistically signiﬁcant higher particle
number emissions compared to Bu32. For the UC, the weighted
particle number emissions resulted in statistically signiﬁcant
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G. Karavalakis et al. / Energy 82 (2015) 168e179 177increases of 155%, 145%, and 140%, respectively, for E10, E15, and
Bu24 compared to Bu32. No strong fuel trends were seen for the
cold-start phase of the UC, while for the hot-running and hot-start
phases the ethanol and other butanol blends showed statistically
signiﬁcant increases in particle number emissions compared to
Bu32.
Most of the particle emissions occur toward the beginning of the
FTP and UC test cycles, as the engine and TWC converter are not yet
at operating temperature and therefore particles consisting of
volatile residues cannot be effectively oxidized. Fig. 7 displays the
real-time traces of particle number and soot emissions over the FTP
and gives some insight on their formation mechanism. For com-
parison purposes, real-time particle number and soot emissions are
provided for both vehicles on E10. Interesting trends emerge from
the data in Fig. 7, showing that particles are mainly formed during
the ﬁrst 200e300 s of the cycle, which could be due to fuel accu-
mulation onto the cold piston and cylinder surfaces. This phe-
nomenon was more pronounced for the SG-SIDI vehicle, with the
cold-start phase dominating the particle number emissions, dur-
ing which more than approximately 70% of the total emitted par-
ticles may be produced. Elevated particle number emissions were
also observed during short periods that coincide with vehicle ac-
celerations (i.e., some particle number peaks during sharp accel-
erations for the hot-start phase). While the WG-SIDI vehicle
showed sharp increases in particle number emissions during the
cold-start phase, particles were also produced over the entire
duration of the cycle and remained relatively high even after engine
warm-up. For both vehicles, the vast majority of particles were
produced during vehicle accelerations. The more aggressive the
acceleration, the higher the concentration of particles produced. It
is clear that particle emissions for both vehicles generally
decreased after the ﬁrst 300 s. It is assumed that this is a result of
increasing surface temperatures aiding better fuel vaporization and
avoiding pool ﬁres. Similar to particle number emissions, soot
emissions for both vehicles were dominated by the cold-start
phase, with the WG-SIDI vehicle showing signiﬁcantly higher
soot emissions over the entire cycle compared to the SG-SIDI
vehicle. Interestingly, soot emissions show that cold-start parti-
cles for the SG-SIDI vehicle were primarily organic carbon in nature0 300 600 900 1200 1500 1800 2100 2400
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Fig. 7. Real-time soot mass (top panel) and particle number (bottom panel) emissions
for the SG-SIDI and WG-SIDI vehicles on E10 over the FTP cycle.and that a larger fraction of particles were volatiles when compared
with the WG-SIDI vehicle.
3.2.5. Particle size distributions
The transient particle size distributions for the WG-SIDI vehicle
and the SG-SIDI vehicle over the FTP and UC are shown in Fig. 8
(aeb). Both vehicles displayed diesel-like distributions and ﬁt
well a bimodal lognormal function. For the SG-SIDI vehicle for both
test cycles, the number-weighted particle size distribution for all
fuels was decidedly bimodal. While the accumulation mode peak
dominated the particle size distribution, there is also a nucleation
mode present as well. For the SG-SIDI vehicle, the accumulation
mode geometric mean particle diameter centered around
35e50 nm for the FTP and 40e50 nm for the UC. The peak particle
size of the nucleation mode for the SG-SIDI was about 11 nm in
diameter for both cycles. TheWG-SIDI vehicle emitted considerably
higher concentrations of accumulation mode particles over both
test cycles compared to the SG-SIDI vehicle. This can be attributed
to the fact that there will be more localized fuel-rich zones in the
charge cloud due to the reduced mixture preparation time associ-
ated with wall-guided engine architectures. For the WG-SIDI10 100
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Fig. 8. (aeb): Average particle size distributions for the WG-SIDI vehicle (top panel, a)
and SG-SIDI vehicle (bottom panel, b) over the FTP and UC test cycles.
G. Karavalakis et al. / Energy 82 (2015) 168e179178vehicle, the accumulation mode geometric mean particle diameter
ranged from 55 to 70 nm for the FTP and from 50 to 60 nm for the
UC. Similar to the SG-SIDI vehicle, a nucleation mode distribution
with a peak particle size at around 11 nmwas seen for the WG-SIDI
vehicle over both cycles.
Fuel properties and type seemed to play an essential role in
shaping the nature of particle size distributions from SIDI vehicles.
For both vehicles, the high oxygen content/low aromatics content
fuels resulted in lower number concentration of accumulation
mode particles, with this phenomenon being more pronounced for
the WG-SIDI vehicle. The higher oxygen/lower aromatic content
Bu32 and E20 blends systematically showed lower number con-
centrations of accumulation mode particles, and in most cases a
smaller size in geometric mean diameter compared to the other
blends. This is in good agreement with the sharp reductions in soot
emissions with the higher ethanol blends, as previously discussed
and shown in Fig. 6b. It is assumed that the fuel-bound oxygen in
ethanol suppresses soot formation, thus reducing the number of
accumulation mode particles. Previous studies in premixed ethanol
ﬂames have shown decreases in the amount of soot precursors and
a slowdown in the growth process of particles [52,53]. In addition,
the water formed by the pyrolysis of ethanol can modify the
mechanism of radical formation by decreasing the quantity of soot
precursors and the total amount of soot [53]. Note that Bu32 par-
ticle size distributions generally shifted towards smaller particle
diameters than E20 for both vehicles over both test cycles.
4. Conclusions
This study examined the gaseous and particulate emissions
impacts of ethanol and iso-butanol blends for a spray-guided gas-
oline direct injection vehicle and a wall-guided gasoline direct in-
jection vehicle over the FTP and UC driving cycles using a light-duty
chassis dynamometer. Our results showed some reductions in THC
and NMHC emissions with increasing alcohol content in the fuel
and indicated that these pollutants were largely dominated by the
cold-start driving conditions. Emissions of CH4 and CO2 also
decreased with higher ethanol and butanol blends relative to E10,
with some differences being statistically signiﬁcant. CO emissions
generally decreased with higher ethanol blends over the FTP, with
some of these differences for the weighted and cold-start CO
emissions being statistically signiﬁcant. The highest reductions in
CO emissions were observed for E20 relative to E10, and could be
ascribed to the fuel-bound oxygen and the lower T50 of these fuels.
For the weighted NOx emissions, there were no strong fuel trends
for either driving cycle for either test vehicle.
Formaldehyde and acetaldehyde were the predominant alde-
hydes in the tailpipe followed by butyraldehyde, benzaldehyde,
propionaldehyde, crotonaldehyde, methacrolein, and hex-
analdehyde. Weighted formaldehyde and acetaldehyde emissions
did not show strong fuel trends, while statistically signiﬁcant in-
creases in acetaldehyde emissions were seen for the cold-start
phase of the FTP for the higher ethanol and butanol blends rela-
tive to E10. An important ﬁnding of this study was the statistically
signiﬁcant increase in butyraldehyde emissions with butanol
blends compared to ethanol blends. Toluene was the dominant
compound in the exhaust followed by benzene and m/p-xylene.
Monoaromatic emissions decreased with increasing alcohol con-
tent in the fuel, with some emission differences being statistically
signiﬁcant.
By increasing the ethanol and butanol blend level, the average
PM mass, particle number, and soot mass emissions generally
decreased over both cycles for theWG-SIDI vehicle. Our results also
showed that particulate reductions can be achieved with low- and
mid-level alcohol blends from SIDI vehicles and could help meetthe future Tier 3/LEV III emission standards. For both vehicles, the
particles were dominated with soot accumulation mode size dis-
tributions, with the higher oxygen content/lower aromatics content
blends lowering the accumulation mode particle concentrations.
The penetration of SIDI vehicles into the U.S. market is expected to
continue in the future, and the results of this study suggest that
alcohol fuels may prove beneﬁcial in reducing most harmful
emissions, especially particulates, while spray-guided DI engine
designs can substantially reduce PM mass and number emissions.Acknowledgments
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